Supplementary Figures
Supplementary Figure 1½ Optical properties of DNA intercalators in dilute solution, single crystal and solution coated thin films. Absorption spectra of (a) Ellipticine, (b) SN38, (c) 10-hydroxy-camptothecin and (d) Amonafide. The crystalline films were deposited on plasma treated quartz slides via meniscus-guide coating from DMSO solution (2 mg/ml for ellipticine, and 10 mg/ml for SN38, 10-hydroxy-camptothecin and amonafide). The coating speed was 0.01 mm/s, and the substrate temperature was controlled at 100 °C. to the offset between the molecular pairs 1 and 2, J12 is calculated as only 36.9 meV for holes but a large value of 100.7 meV for electrons. Along the c-axis, there exhibits a large dihedral angle of 87.9° between two adjacent molecular planes (1-3 and 1-6 pairs), leading to a relatively lower J value of <10 meV along the H-bond direction. Along the b-axis, there are two herringbone pairs of 1-4 and 1-8 and two co-facial slip-stacked pairs of 1-5, 1-7. All molecular pairs exhibited moderate to low J values due to large intermolecular distances or limited overlap. For polymorph II, the 1-2 molecular pair along b-axis exhibits co-facial p-p stacking, corresponding to a large hole transfer integral J12 of 83.0 meV. The highest electron transfer integral is also found between the 1-2 molecular pair, which is 41.6 meV. Along the a axis, significant J values of 16.9 meV for hole carriers is observed along the H-bonding direction. Compared to polymorph I (J13, J16), the higher J values in polymorph II are attributed to lower dihedral angle of 35.7° between the molecular planes of 1-3 and 1-5, given comparable H-bonding distance in both cases. The charge transfer integrals for other molecular pairs (1-4, 1-7, 1-8, 1-6) are lower than the p-p stacking pairs.
Supplementary
The transfer integrals for holes and electrons are different due to different degrees of bonding versus antibonding interactions in the overlapping region
1 . An interesting result is that polymorph I exhibits a much higher electron than corresponding hole transfer integral, while polymorph II is the reverse, even though the high electron reorganization energy (l) characterization introduces higher degree of geometric relaxation for electrons transfer in ellipticine. This may be caused by the molecular stacking change resulting in an electronic structure difference. 

Supplementary Tables
Supplementary Table 1½ Measured Further surface doping was performed by spin-coating F4-TCNQ/water solution atop the ellipticine layer (see Methods). All measurements were carried out in the glovebox. 
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